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ABSTRACT

Y

The thermal decomposition of the important pyrotechnic composition
BLC 190 {(boron:red lead, 10:90) nas been studied by tsothermal and non-
isothermal differential scanning calorimetry {(aluminium sample pans, niltrogen

atmosphere). The decomposition has been found to proceed at temperatures

around 700 K through a first-order reaction obeying a simple Arrhenius law

with an activation energy 434 kJ/ 617", pre-exponential 1ogMA/GZD) = 29.7 J
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and heat of reaction 846 Jfg vy L per moe pev s ‘fl“.'_

No change in weight was observed in the reaction mixture, before and
after heating and the end-product i{s a lead borate salt, m;cr ?bBAOv,
rather than boric oxide. The reaction pathway appears to have a kinetic step
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THE KINETICS AND THERMOCHEMISTRY OF THE PYROTECHNIC
COMPOSITION BLC 190 - BORON:RED LEAD OXIDE

(10:90) - AT ITS IGNITION TEMPERATURE

1. INTRODUCTION

In 1980, Bentley and Elischer (1] developed a new gasless
pyrotechnic composition for use in percussion caps. This composition was
tested in M42 cup assemblies (1,2} and was found to have a sensitivity
comparable to those of gassy compositions currently used in those caps in
service, as well as having a thermal output sufficient (but undefined) to
ignite pyrotechnic delay units reliably. The pyrotechnic component of this
composition consisted of boron (10 per cent, by weight) and red lead Pb,0
{90 per cent, by weight), a formulation the present authors have designated
BLC 190. The sensitivity of BLC 190 to stab- and to percussion-initiation was
enhanced by the incorporation of a small amount (2 to S per cent) of the
primary explosive, tetrazene [1].

This paper reports on the kinetics and thermochemistry of BLC 190,
as studied by isothermal and non-isothermal differential scanning calorimetry
(DSC). The temperature of ignition of BLC 190 {(as measured on unconfined
50 mg samples, in air heated at 5°c min~!) nad been previously determined to
be ca. 683 K (uncorr.) [3]. 1In the present instance, it was found that the
low~-temperature thermal decomposition of BLC 190 {aluminium sample pans)
proceeds at about 690 K in the differential scanning calorimeter (DSC) under
nitrogen and it follows a first-order reaction which obeys a simple Arrhenjus
law.




2, EXPERIMENTAL

2.1 Materials

The sample of boron used in this investigation was a washed
technical grade material (ex Trona, American Potash Corporaticn), nominal
average particle size 0.5-2.0 micron [4]. Particle sizing measurements
carried out on the Malvern Particle size Analyser indicated that the average
particle size was "sub-micron", a result confirmed by scanning electron
microscopy {(Fig. 1) [5].

The non-isothermal DSC trace of this material (at a heating rate of
5 K min~!) consisted of three endotherms, extending from 355 K to 450 K
(Fig. 2). The origin of these endotherms was not investigated except that it
1s worth noting that, in compositions containing only 10 per cent boron, the
magnitude of these endotherms would probably be insignificant. It is widely
recognised that commercial grade boron is ca. 85-95 per cent pure, the
suggested main impurities being moisture, sub-oxides of boron and/or magnesium
borides [4,6]. Analyses of the sample of boron used in the formulation
BLC 190 gave its magnesium content as 6% (atomic emission spectroscopy) and
total boron content as 91% {(wet-way apalysis) (71.

Red lead, Pb;0,, was an analytical grade reagent, supplied by May
and Baker. It was reported to assay at 85 per cent (minimum) Pb304, the
residue being PbO (< 15 per cent), the by-product of the method of manufacture
[6). subsequent analysis using powdered x-ray diffraction techniques
confirmed this assay, the sample being identified as Pb_.,o4 (*minium")
containing 6.0 per cent PbO ("massicot®) [(S]. The nominal particle size of
the material was determined to be ca. 6 micron (welght basis), the histogram
of particle size distribution being reproduced in Fig. 3.

The DSC trace from Pb304 over the temperature range 350 K to 870 X
is very similar to that reported by Al-Kazraji and Rees [8). At a heating
rate of 5 K min™", there is observed a weak endotherm between 550 K and 610 K
and a relatively weak exotherm between ca. 735 K and 821 K (Fig. 4a).

The change in weight associated with these processes corresponded to
a weight loss of 2.3 per cent based on Pb;0, (ca. 10 mg) - consistent with the
following reaction occurring under nitrogen:

2 PbJO‘ + 6 PbO + 02,

a reaction which has been reported to occur arcund 800 K, with a net uptake of
heat [8] and theoretical weight 1l,oss of 2.33 per cent,.

In the present instance, a net evolution of heat was observed and
one may ask if this is due to additional reaction occurring between a reactive
intermediate (ijo‘ or PbO at high temperature) with the aluminium sample pan,



the reaction being accompanied by liberation of 0,- This deserves to be
investigated further.

The pyrotechnic composition was prepared in a standard way by
repetitive dry mix - sieving to produce a homogeneous blend of the
ingredients.

2.2 Differential Scanning Calorimetry

Thermochemical measurements were obtained using a Perkin-Elmer
DSC-2C Differential Scanning Calorimeter operating in either the isothermal or
non-isothermal mode as required and controlled by a Perkin-Elmer Model 3600
Data Station with appropriate software.

All samples were accurately weighed on a Mettler ME30
Microanalytical Balance directly into aluminium sample pans and lids placed
{(but not crimped) over the samples [91].

The sample and reference compartments of the calorimeter were
continuously purged with nitrogen gas throughout the DSC scans, the nitrogen
flow rate typically being 20-25 ml min~

Temperature calibration was carried out using NBS thermal analysis
standards, indium (m.p. 429.8 K, heat of fusion 28.6 J g"1 [10,111) and zinc
{m.p. 792.7 K [101]).

Samples of BLC 190 were weighed on the microbalance before and after
each DSC run. No change in mass was observed as a result of the reaction
process.

3. RESULTS

3.1 Non—-isothermal DSC Traces from BLC 190

The DSC trace from BLC 190 near 700 K consists of a single sharp
exotherm, whose "peak temperature" or "temperature at which the rate of
dissipation of heat i3 greatest® and "onset temperature~ depend on the rate of
heating of the sample (Table 1). The area under the DSC trace measures the
heat of reaction of the process under investigation and is, in this case,
independent of heating rate.

In the DSC experiment carried out at a heating rate of 5 K min_1

(the heating rate corresponding to the conventional *"temperature of ignition-




experiments), it can be seen (Fig. 5) that thermal decomposition commences
near 678 K and that the {extrapolated) onset temperature for the reaction
exotherm occurs at 694 K; a maximum heat output occurs at 714 K. These
results compare with a temperature of ignition of BLC 190, as measured on the
conventional T of I apparatus [3] and quoted in the Introduction, of 683 K
(uncorr.).

At a heating rate of 20 K min_l, the "onset™ and "peak" temperatures
occur at 707 K and 728 K respectively (Fig. 6).

The kinetic parameters of the thermal decomposition of BLC 190,
namely E*, the activation energy, the (apparent) first-order Arrhenius pre-
exponential term, A, and the reaction order, n, were determined from treatment
of DSC data described by Kissinger [12,13], Hauser and Field [(14), and
Dollimore and co-workers (151.

In this approach, Kissinger [12] established that there is a
relationship between the peak temperature (T,) and the heating rate for an
(apparent) first-order reaction and this relationship can be summarized by the
equation

*
A exp (-E*/RT) = £ dar

m

where R 1s the gas constant, Tm is the peak temperature and dT/dt is the time
rate of heating of the sample. This can be written as

RA EX 1
in 7 - in (E*) - T (2)

2

where ¢ = dT/dt, from which a plot of ln(ole

) vs. 1/'1‘m is a straight line,
slope -E*/R.

Kissinger showed that, even for an n th-order reaction, reasonable
approximations can be made which reduce the kinetics to a form where this
equation can apply, regardless of reaction order; the pre-exponential term,
A, has the dimensions (time) * and can be regarded as a pseudo first-order
constant [(131].

When the data in Table 1 was plotted out according to equation (2),
the following parameters were obtained,

E* = 420,4 kJ mole™},
log A (s71) = 28.66

the correlation coefficient of the plot being 0.9948.
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From a line shape analysis of the DSC traces at the four different
heating rates, the order of reaction was determined to be first-order
{n = 0.99 + 0.03) [13) and the heat of reaction determined as 820 * 29 J g~
(136 + 7 cal.g’l, from 10 experiments). These results are incorporated
within Table 1.

1

Analysis of these non-isothermal DSC traces using the Perkin Elmer
software package "KINETICS" [16] was unsatisfactory (Table 2). While the
approach described in the software manual appeared reasonable, it can be seen
that the values determined for the Arrhenius pre-exponential factor, the
activation energy and the reaction order all depend very much on the cut-off
temperatures over which the analysis is made. Several DSC traces were
analysed using this auproach and the results were all equally disappointing.

3.2 Isothermal DSC Traces from BLC 190

Isothermal DSC traces were carried out following the procedure
described in the Perkin Elmer Software Package "ISOTHERMAL" using thermally-
balanced sample and reference compartments (17]1. From non-isothermal DSC
traces, 1t was apparent that BLC 190 was quite stable at temperatires below
650 K and that slow but obvious decomposition appeared to occur only above
ca. 675-680 K. ’ o i

Preliminary experiments suggested that the progress of the reaction
could be conveniently followed by DSC studies over the "nominal" temperature
range 690-705 K.

Accordingly, in a typical experiment, the sample (in an aluminium
sample pan) was loaded into the sample compartment of the calorimeter, which
had been previously heated to a temperature of 80 K below the temperature
chosen for the study. The sample was allowed to equilibrate at this
temperature (ca. two minutes) and then the temperature of the calorimeter
raised rapidly (at 80 K min~!) to the final temperatur~. The progress of the
reaction was followed by observing the change in output of heat (dQ/dt) with
time (t).

A typlcal isothermal thermogram £for a run carried out at 705 K is
given in Fig. 7 - the output being "corrected” for the output associated with
"blank runs® at 705 K. In Figure 8, the same data is reproduced in an
alternative form, viz. heat output vs. time.

From an analysis of the data presented in Fig. 7, one obtains the
amount of fractional decomposition, «, at any time, t, by dividing the area
under the curve from t=0 to t by the total area under the curve {which is a
measure of the heat c¢f reaction of the overall process).

The curve follows the first order rate law




——
%E a = k (1-a (3)

(with ¥; = 0.172 % 0.010 min™} at 705 K)

from a period 1.3 minutes after the commencement of the experiment, right
through to a period of 22 minutes (5.5 half-lives or 97.7 per cent reaction}.
It has been suggested that the initial period (1.3 min., 78 sec.) recorded
over the DSC run is typical of the time taken for the system to come to
thermal equilibrium under the conditions of this experiment.

At 690 K, less than 3.5 per cent of the reaction occurred in this
supposedly pre-thermal equilibrium stage and the reaction then followed first-
order kinetics for greater than 94 per cent reaction (4.2 half-lives).

whether this initial stage of the reaction is really due to "thermal
lag" or not is debatable. It is possible that this period is also associated
with "pre-steady state reaction™ conditions where the reactants, Pb3o4 and
boron, interact across their crystal boundaries, forming reactive centres or
nuclei from which the pyrotechnic reaction ultimately proceeds (18,191, in
this case following first-order kinetics.

Runs carried out at "nominal" temperatures of 69¢ K, 695 K, 700 K
and 705 K, after a short pre~thermal equilibrium stage, ail followed first-
order kinetics, as described by eq. 3. The calculated first-order rate
constants are given in Table 3.

An Arrhenius plot, 1ln k vs. T-l. of these data conformed to a
straight line (Fig. 9), from which one can deduce

E* = 448.7 kJ mole_l,

log,q A (s”1) = 30.68.

The linearity of this Arrhenius plot from which these parameters
were determined, however, is much better than the correlation coefficient
(0.915) indicates; in the determination of the correlaticn coefficient,
cslculations were based on the “nominal value” of the abscissa (™YY, no
weight being given to the effect of the error-bars on this variable (see
Appendix]).

From the area under the lsothermal DSC traces, the heat of reaction
was found to be 872 * 63 J g~ (208 * 15 cal g~ ).

These results are very similar to those from nhon-isothermal DSC
reported above, indicating that, under both sets of conditions, one 1is
observing the same reaction.
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3.3 Comparison of Results

Processing the experimental data from the non-isothermal and from
the isothermal DSC traces leads to very similar values for the Arrhenius
parameters, for the reaction order, n, and for the heat of reaction associated
with the thermal decomposition of BLC 190 under ignition conditions (Table 4).
It also confirms the tacit assumption that the same reaction is being
investigated over the temperature range employed for the two sets of
experiments.

In future discussions, the averaged value of E¥, A(s"l), n and heat
of reaction will be quoted, viz.

E* = 434 kJ mole™!
-1
log;, A (s™) = 29.7

n = 1

heat of reaction = 846 * 46 J g'l.

Recently, there has been qulte valld criticism of the practice of
deducing kinetic functions from non-isothermal DSC methods [20]. In the
present instance, the authors are satisfied that this criticism does not
apply; the reaction order is "simple" and the results from the two approaches
"consistent”. This implies that the reaction of BLC 190 near 700 K appears to
be kinetically singie-staged and the reactants {presumably in the solid state)
interact uniformly (191].

4. DISCUSSION

4.1 The Chemistry of BLC 190

In the study such as this, one is entitled to ask:

"What is the chemical reaction taking place in this system?"
and
"What is the significance of the kinetic data?*

The study being reported here is that of an exothermic solid-state
reaction between Pbso‘ and B, the reactants being described thus:




B Pb,0

3-4
Formula welght 10.8 685.6
% by weight of reagent 10 90
Nominal purity ca. 91% 94%
Possible impurities "Mg" (ca. 6%) pPbo (6%)
Particle size (weight basis) submicron 6 » (Fig. 3)
Rel. molec. stoichiometry ca. 0.84 ca. 0.12

It is apparent that the "boron" is present in considerable excess.

It may be for this reason that the ohserved reaction
B * Pb3°4 -+ Products + Heat

appears to proceed by first-order kinetics. Alternatively, the first order
dependence may be attributed to a simple, but as yet unidentified,
unimolecular reaction which is rate-determining.

The stoichiometry of the reaction has not been studied in this
investigation, save that it has been observed that there is no "loss of mass"
from the reaction pans during the decomposition process.

In their original publication, Bentley and Elischer [1] reported
that maximum thermal output for their delay composition occurred in mixtures
containing 8-12 per cent B. This is an interesting result but it was one
based on end-use practicalities rather than chemical considerations.

As to the products from this reaction, it had been tacitly assumed
at the outset of this investigation that the products from the thermal

decomposition of BLC 190 near 700 K would be B,05 and PbO - Pb.

However, the infra-red absorption spectrum {(KBr disc) of the
reaction products showed no evidence for the presence of boron oxides as such
but showed broad bands at 1350 (s}, 950 {s) and 650 (m) cm~} (Fig. 10) which
are apparently characteristic of borate salts [21,22].

To investigate this further, lead diborate (PbO.2B 03) or (PbBAO7)
was synthesised from stoichiometric amounts of PbO {(or Pb od§ and H,BO, at
900-500°C (Pt crucible) [23,241. Its infra-red spectrum (KBr disc),
reproduced in Fig. 11, was found to have bands centered about 1380 (s),

350 (b), and 650 (m) cm™!. This result supports the suggestion that the

reaction products from BLC 190 at around 700 K are salts based on lead borate.
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Confirmatory evidence could be obtained from P and B'!- n.m.r.

studies [251].

4.2 The Kinetic Data Relating to BLC 190
The kinetic data relating to BLC 190 are summarized in Table 4.

In a related study, the authors have made a preliminary report on
the system, BPBO, B - PbO (10:90) in which the thermograms were much more
complicated (see Fig. 12) than those from BLC 190. In BPBO (26], the DSC
profiles were characterised by a pre-ignition exotherm (probably due to
diffusion of B into the PbO lattice (27]) and two overlapping ignition
exotherms, labelled "Q" and "R" in the original paper.

Analysis of these ignition exotherms is not unequivocal but they are
resolvable (Table 5) and it is apparent that the Arrhenius parameters
calculated for the lower temperature exotherm, "Q", viz.

E* = 435 kJ mole™}, log,y A (s™}) = 30.25

Correlation Coefficient 0.982

are very similar (if not identical within experimental and theoretical
uncertainties) to those of BLC 190. It is tempting, therefore, to suggest
that the exotherm from BLC 190 and that of "Q" frocm BPBQ arise from the same
mechanistic process (possibly proceeding from the products of the catalytic
decomposition of Pb304 to PbO or from PbO itself).

That the kinetic model followed by BLC 190 has turned out so simply
was surprising. In a recently published study on the effect of particle size
on the kinetics of reaction between MgO and A1203, Beretka and Brown (28]
found that the kinetics of spinel formation, described by the equation

Mgo + ALO, = Mg ALO,

depend on the particle size of reactants. For small-sized (micron) reactants,
the reaction follows a rate law consistent with Avrami-Ercfeev nucleation
kinetics with a plot of

Imin (1 - vs. 1nt

being linear. For larger-sized reactants (45-55 micron!, far less complicated
linear first-order kinetics were followed.




It is quite possible that a similar trend could be occurring in the
BLC 190 system, the practical result being that the effect of changes in
performance may be able to be predicted from kinetic studies using DSC
techniques.

5. CONCLUSIONS

The low-temperature thermal decomposition of BLC 190 near {ts
ignition temperature in an inert atmosphere (Al sample pans) proceeds through
a simple first-order reaction in the DSC calorimeter. The Arrhenius
parameters describing this reaction are

E* = 434 kJ mole”l

log,, A (s™1) = 29.67

with a heat of reaction of 846 J g l.

There is no weight change in the reaction and it appears as if the
overall reaction corresponds to oxidation of boron with the formation of
borate.

As far as the authors can ascertain, this study is one of the very
few which has attempted to analyse kinetic data by the Kissinger method (using
non-isothermal DSC) and reconcile it successfully with isothermal xinetic
studies.

6. ACKNOWLEDGEMENT

The authors wish to thank the following staff at Materials Research
Laboratories for their assistance in various aspects of this work:

Mr R.G. Davidson (Organic Chemistry Division) who measured various
IR spectra associated with this work and suggested that the reaction product
from BLC 190 was a borate salt,

Mr I. McDonald (Metallurgy Division) and Mrs §. Spencer (Physical
Chemistry Division) for boron analyses, and

Mrs V. silva and Mr P. Cullen (Physics Division) for the electron
micrographs and x-ray crystallographic analyses of boron, red lead and PbO.

10




7. REFERENCES

Bentley, J.R. and Elischer, P.P. “Development of a Gasless
Pyrotechnic Cap”, Materials Research Laboratories Report (1980),
MRL-R-776.

Fedoroff, B.T. and Sheffield, O0.E. (Editors). “"Encyclopedia of
Explosives and Related Items” published as Picatinny Arsenal (Dover,
New Jersey, USA) Technical Report No. 2700, (a) 1 (1960) A473 f£f,
(b) 3 (1966) C-577 ££.

Bockstelner, G. Explosives Materials Group, Materials Research
Laboratories (1884), Unpublished work.

Kerr-McGee Chemical Corporation (Oklahoma City, Oklahoma, USA)
"Elemental Boron”, Technical Bulletin No. 0415 (undated).

Silva, V. and Cullen, P. Physics Division, Materials Research
Laboratories (1985), Unpublished work.

Reference 2(a) "Boron~, 2 (1962) B-251 ff, (b) "Oxides of Lead", 1
(1975) L-9, 10.

McDonald, I. (Metallurgy Division) and Spencer, S.D. (Physical
Chemistry Division), Materials Research Laboratories (1985),
Unpublished work.

(a) Al-Kazraji, S.S. and Rees, G.L. “The Fast Pyrotechnic Reaction of
Silicon and Red Lead. DTA Studies", Combustion and Flame, 31 (1978)
105-~113.

(b} Al—Kazraji[ S.S., Doulah, M.S. and Rees, G.J. *Thermogravimetric
Studies of the Decomposition of Red Lead, Pb304", J. Thermal
Analysis, 20 (1981) 471-a76.

whelan, D.J., Spear, R.J. and Read, R.W. “The Thermal Decomposition
of Some Primary Explosives as Studied by Differential Scanning
Calorimetry”, Thermochim. Acta, 80 (1984) 149-163.

Perkin Elmer, "Model DSC~2 Differential Scanning Calorimeter
Instruction Manual" (1979), Section 3E.

Gronvold, F. "Heat Capacity of Indium", J. Thermal Analysis, 13 (1978)
419-4238.

Kissinger, H.E. "Variation of Peak Temperature with Heating Rate in
Differential Thermal Analysis-”, J. Res. Natl. Bur. Stand. (USA), s7
(1956) 217-221.

Kissinger, H.E. “Reactlion Kinetics in Differential Thermal Analysis-",
Anal. Chem. 29 (1957) 1702-1706.

11




14.

15.

16.

17.

18.

19.

29.

21.

22.

23.

24.

25.

26.

Hauser, H.M. and Field, J.E. "New Method for TG and DSC Data
Analysis*", Thermochim. Acta, 27 (1978) 1-8.

Fatemi, M.S., Whitehead, R., Price, D. and Dollimore, D. *“Determination
of Activation Energy from the Maximum Rate of Reaction Points
obtained from Non-isothermal Experiments", Thermochim. Acta, 178
(1984) 437-440.

Perkin Elmer, "KINETICS Software Kit for Use with Thermal Analysis Data
station System~ (1984).

Perkin Elmer, "ISOTHERMAL Software Kit* (1984).
Jacobs, P.W.M. and Tompkins, F.C. "Classification and Thecry of Solid

Reactions” in W.E. Garner {(Editor) “Chemistry of the Solid State",
Butterworth Scientific, London, 1955, pp 184-212 (esp. pp 184-189).

Welsh, A.J.E. "Solid-Solid Reactions” in Ref. 18, pp 297-310
(esp. pp 297-300).

(a) Tang, T.B. “Kinetic Functions Cannot be Determined from Analysis
of Dynamic Data", Thermochim. Acta, 58 (1982) 373-377.

{b) Venger, A.E., Fraiman, Yu E. and Yurevich, F.B. ~Applicability of
one~Stage Chemical Reaction Kinetics to Describe Non-Isothermal
Destruction Processes”, J. Thermal Analysis, 27 (1983) 325-332.

(c) Flynn, J.H. ~The Isoconversional Method for Determination of
Energy of Activation at Constant Heating Rates", J. Thermal
Analysis, 26 (1983) 1S51-156.

Davidson, R.J. Organic Chemistry Division, Materials Research
Laboratories (1385), private communication.

Krogh—-Moe, J. "Interpretatlion of the Infra-Red Spectra of Boron Oxide
and Alkali Borate Glasses", Physics and Chemistry of Glasses, 6 (2)
(1965) 46-54.

Laird, J.A. and Bergeron, C.G. "Interface Temperature of a
crystallizing Melt, Lead Diborate", J. Am. Ceram. Soc., 51 (1)
(1968) 60-61.

De Luca, J.P., Eagan, R.J. and Bergeron, C.5. "Crystallization of
PbO. 28203 from its Supercooled Melt", J. Am. Ceram. SocC., 52 {6)
(1969) 322-326.

Bray, P.J., Leventhal, M. and Hooper, H.O0. “"NMR Investigations of the
structure of Pbo—8203 and Related Glasses", Physics and Chemistry of
Glasses, (a) 4 (2) (1963) 47-66 and (b) 6 (4) (1965) 113-125.

whelan, D.J., Maksacheff, M. and de Yong. Leo. “Pyrotechnic Studies at
MRL (1984/85) using Differential Scanning Calorimetry: The System
B - Pbo {(10:90)", presented to TTCP Panel W1 - Key Technical Area 16
Symposium on Pyrotechnics and Ignition Transfer, Monterey,
California, USA, September 1985.

12




27.

28.

(a)

(p)

(¢}

(a)

(b)

T Ty T ————— o _

Whelan, D.J. Physical Chemistry Division, Materials Research
Laboratories, "Relationship between Activation Energies and
Diffusion in Solid State Pyrotechnic Reactions®, in preparation.

Jones, T.P., Cable, R.L. and Mogab, C.J. “Defect Diffusion in
single Crystal A1,0,", J. Am. Ceram. Soc., 52 (6) (1963) 331-334.

Brown, A.M. and Ashby, M.F.

~Correlation for Diffusion Constants”,

Acta Metallurgica, 28 (1980) 1085-1101.

Beretka, J. “Kinetic Analysis of Solid-State Reactions between
Powdered Reactants", J. Am. Ceram. Soc., 67 (9) {(1984).

Beretka, J. and Brown,

T.

"Effect of Particle $ize on the

Kinetlics of the Reaction between MgO and Alzoj', J. Am., Ceram. Soc.,

66 (5) 383-388 (1983).

13




APPENDIX

The Effect of Temperature Variations on Isothermal Rate Constants

It is widely recognised that the temperature dependence of most
chemical reactions follows the Arrhenius equation,

X = A exp (-E*/RT) (A1)

provided that the temperature range is not large.

Assuming A and E do not change, it can be shown quite simply that

- = —2 ST (a2)

For BLC 190, the activation energy, E*, was found to be
448.7 XJ mole”!. Therefore, at 695 K, eqg. A2 reduced to

o
~

= 0.113 T (A3)

~

This means that, for an error in T of 1 K, the observed rate constant would
change by 11 per cent at 695 K (nominal).

In the experiments described here, the tempe-ature recorded on the
panel of the DSC calorimeter was checked regularly {(zinc standard). The
deviation in temperature calibration over the course of runs at a particular
nominal temperature varied from * 0.5 K for reactlons at 705 K to * 2.5 K for
reactions at 690 K.

The authors believe that, for a particuliar run, the reaction
proceeds under isothermal conditions but the value of the actual temperature
assigned to particular runs at a fixed nominal temperature may vary from run
to run. Hence the apparently low correlation coef/icient (Table 3).
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TABLE 1

Non-isothermal DSC Characteristics of the Exotherm associated
with the Thermal Decomposition of BLC 190

Heating %ate Mass of Exotherm
(K min™") samples T?n?et Tm?x
(mg) K (K
20 3.05, 2.96 707.4 728.2
10 3.12, 3.09 699.5 720.2
) 3.10, 3.17 694.1 713.8
2.5 3.22, 3.24 690.0 707.6
Heat of Reaction 820 % 29 J g’l (196 t 7 cal g'l)
Kissinger Plot
Activation energy, E* (kJ mole™ 1) 420.4 + 21
Pre-exponential log,,A (sec™ D) 28.66 * 0.87
Reaction Order 0.992 * 0.031
Correlation Coefficient 0.995
15
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Kinetic Analysis of Non-Isothermal DSC Trace of BLC 190
using Perkin Elmer Software Package "KINETICS"

Reference Trace:

Sample:

Heating Rate:

Reference:

Heat of Reaction:

Peak Range:

Kinetic Analysis

from to
T(K) T{K)
706.9 743.
709.8 739.
715.4 735.
720.0 732.
724.5 730.
Comparison

Kissinger Plot
Isothermal Data

54.

50

45,

40,

28.

28
30

-
TABLE 2
PTA 03.9A (31 January 1985)
BLC 190, 2.96 mg
-1
20 K min
Figure 6, this report
-1 -1
202.5 cal g (847 J g )
685 K - 774 X
Calculated Kinetic Parameters
loglok Ex* Crder
(s~hH {xJ mole ™ 1)
24 + 1.2 752 + 16 2.10
.93 £ 1.1 708 * 15 1.89
04 * 1.0 630 + 14 1.54
20 + 0.9 565 + 12 1.29
44 * 0.6 408 + 8 0.90
.66 + 0.9 420 + 21 0.99
.68 a9 1
16



TABLE 3

Kinetics of Thermal Decomposition of BLC 190 as studied by
isothermal DSC between 630 K and 705 K

Temperature First Order
Rate Constant Half~Life

{nominal) (actual) (k. min~ 1) (min)

690 0.0378 18.3
690 t 2.5

690 0.0212 32.7

695 0.0709 9.8
695 + 0.8

695 0.0594 11.7

700 0.0830 8.3
700 £ 0.4

700 0.0903 7.7

705 0.1720 4.0
705 * 0.5

705 0.1550 4.5

Masses of samples typically 2.2 - 2.7 mg

1

Heat of reaction, 872 * 61 J g~} (208 * 15 cal g 1)

Arrhenius Plot

1

Activation energy, E* (XJ mole” 448.7
Preexporential 1og,qA (s™hH 30.68
Reaction Order First
Correlation Coefficient 0.915



TABLE 4

Comparison of the Kinetic Data from Isothermal and Non-isothermal
DSC Studies on the Thermal Decomposition of BLC 199
near its Temperature of Ignition

Non-Isothermal Isothermal Average
(Kissinger) (Arrhenius)

£* (kJ mole”!) 420 * 2% 449 434
log, oA (s7h) 28.66 + 0.87 30.68 29.7
Correlation Coeffici~nt 0.995 0.915 -
Reaction oOrder 0.99 * 0.03 1 1
Heat of Reaction 820 £ 29 872 + 53 846 t 46
(3 g™ h
Compare: BPBO, Exotherm "Q~

E* = 435.4 kJ mole™!

10g;0A (s™H) = 30.3

18




TABLE 5

Non-Isothermal DSC Characteristics for the Lower-Temperature
Ignition Exotherm, "Q", associated with the Thermal Decomposition
of BPBO (Boron: PbO, 10:90) (Ref 26)

Heating Rate Mass Exotherm (K)
(K min™1) (mg) Tonset Trax
2.5 20.8 683 699
5 24.8 686 702
10 15.0 692 709
20 8.3 698 716
40 7.8 707 724

Kissinger Plot:

1y

E* (kJ mole” 435.4
1og, A (371 30.3
10 .
Correlation Coefficient 0.985
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FIGURE 1 (a) Scanning electron micrograph of boron used in the formulation
of BLC 190. Note the occasional 'arge chunks of material in
the mixture. These are from magnesiun-containing impurities.

(b) Magnesium-specific x-ray probe of the boron sample above in
almost the same configuration. The "cloudy patterns"
correspond to the chunky Mg moieties quite conspicuous in
Fig. 1(a).
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FIGURE 3 Histogram of the particle size distributlon of red lead {ex May

and Baker) as determined on the Malvern Particle Size Analyser.
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FIGURE 8
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HEAT OUTPUT YEASUS TIME
KINETICS OF BLCISO (BORON/LERD OXIDE : 10/9Q)
{SOTHERMAL STUOY AT 70SK (H. A, «BOK/MIN:AL PANS)

Heat output from BLC 190 under isothermal conditions at 705 K
in an aluminium sample pan, under nitrogen.
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Arrhenius plot, 1n k* vs. T~), for the thermal decomposition
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(Table 3).
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ABSTRACT

The thermal decomposition of the important pyrotechnic composition
BLC 190 (boron:red lead, 10:90) has been studied by isothermal and non-
isothermal differential scanning calorimetry (aluminium sample pans, nitrogen
atmosphere). The decomposition has been found to proceed at temperatures
around 700 K through a first-order reaction obeying a simple Arrhenius law
with an activation energy 434 kJ/mol<Tj pre—axponential log;oA (s~ 1) = 29.7
and heat of reaction Bdés J’ g ~(, P S

No change in weight was observed in the reaction mixture, before and
after heating and the end-product is a lead borate salt,;Pbo.szo3 cr Pb8407,
rather than boric oxide. The reaction pathway appears to have a kinetic step
similar to that of BPBO (boron: PbO, 10:90).\
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